. 1 H-{ 11 B(BB)} NMR data in CD 2 Cl 2 at 283 K after the treatment of 10.4 mg of compound 1 (blue circles) with 10 equiv. of 2-Mepy (asterisk) to give the arachno-6,5-isomer (green circles) and the arachno-9,6-isomer (red circles) as major and minor products, respectively. Figure S2 . Spectrum that results when the 1 H-{ 11 B(off)} NMR spectrum is subtracted from the 1 H-{ 11 B(BB)} spectrum illustrated in Figure S1 : only the resonances of the hydrogen atoms bound directly to boron atoms appear in the spectrum. Figure S3 . 31 P-{ 1 H} NMR spectrum in CD 2 Cl 2 at 283 K after the treatment of 10.4 mg of compound 1 (blue circles) with 10 equiv. of 2-Mepy to give the arachno-6,5-isomer (green circles) and the arachno-9,6-isomer (red circles) as major and minor products, respectively. Figure S4 . 11 B-{ 1 H} NMR data in CD 2 Cl 2 at 283 K after the treatment of 10.4 mg of compound 1 (blue circles) with 10 equiv. of 2-Mepy to give the arachno-6,5-isomer (green circles) and the arachno-9,6-isomer (red circles) as major and minor products, respectively.
Tables of the optimized geometries (Cartesian coordinates, in Angstroms). Energies (in Hartrees) in parenthesis.
Table S1. [6, ) 2 -9-(PPh 3 )-arachno-6,5-RhSB 8 H 9 ] (2) (-3820 Table S2 . [9,9- 
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